and the order of the multipole expansion in the distributed multipole analysis (DMA). A maximum order of 4 for higher multipoles is sufficient to ensure convergence of the Edef-def contribution. Figure S1 . ECDA-derived electrostatic energies, as a function of the molecular centre-of-mass distances in the cluster employed to evaluate energy sums. The blue line serves only as a guide for the eye. As an example, results for the polymorph A structure at T = 100 K are here reported. Other structures show an analogue behaviour.
The contributions of 8188 additional molecular pairs out of the main cluster of 27 crystallographic unit cells were taken into account using their central moments. This always resulted in minor corrections to the electrostatic energy (<1 kJ·mol -1 ), further confirming that the sums over electrostatic energies are fully converged above a intermolecular separation of ~ 40-50 Å ( Figure  S1 ).
The dispersive-repulsive sums Edis + Erep are computed through ad hoc functionals. In particular, the following ones were considered for the set of Dispersion Atomic Parameters (DAP) required for calculation of atom-atom dispersion interaction energies:
(1) Slater-Kirkwood (SK) parameters, 11 which include refined atomic polarizabilities (see infra).
(2) Wu-Yang-corrected SK (WYSK) parameters, 12 including refined atomic polarizabilities (see infra). Atomic polarizabilities and C6 parameters were refined with a least-squares procedure against a set of 87 intermolecular C6 coefficients: 77 from experimental dipole oscillator strength distributions (DOSD's) 7 and 10 from ab-initio CCSD(T)/aug-cc-pVDZ and time-dependent Hartree-Fock response theory calculations of nucleic acid base pairs. 13 In addition, the following dampening function were considered in conjunction with the Dispersion Atomic Parameters above listed:
(1) Tang-Toennies (TT) damping function, 14 where the damping parameter D0 is expressed by the sum of atomic Born-Mayer repulsion parameters Bi and Bj. (2) Wu and Yang Fermi-like damping function (WY), 7, 12 with corrections suggested by Grimme.
(3) No damping (ND).
As for the repulsive part of the potential (exchange-repulsion energy Erep), the following functionals were considered:
(1) Spackman's parameters (S). 16 (2) Modified S parameters to fit Ziegler-Rauk ADF-BLYP/TZP repulsion energies (SZR). 7, 17 (3) Least-squares refined atomic parameters, which fit Ziegler-Rauk ADF-BLYP/TZP repulsion energies (RZR). 7, 17 Figure S2 compares the ability of different combinations of ECDA functionals in reproducing the benchmark M06/pob-TZVP estimates for the molecule-molecule interaction energies, Eint, as a function of the centre of mass distance in both polymorphs at T = 100 K. Molecule-molecule interaction energies, Eint, for M1···M2 isolated molecular pairs up to a centreof-mass distance of 14 Å in both polymorphs were also computed with Gaussian09 5 at the same M06/pob-TZVP level of theory used for solid-state calculations (see Section 2.6 in the main text) according to
Epair is the electronic energy eigenvalue of the whole pair, Emol(M1) and Emol(M2) the corresponding energies of isolated M1 and M2 molecules at the same (TLS+H) in-crystal geometry, and ∆EBSSE the BSSE correction. As expected, the agreement with M06 estimates is quite good at large distances, when interaction energies become lower and lower, while it becomes necessarily worse at short dCM, where local deformations of the interacting charge densities and penetration effects are not negligible. The correct definition of the exchange-repulsion functional is crucial, as it can be appreciated in Figure  S2 . Both S and SZR recipes somewhat overestimate Erep of short contacts, while the RZR functional allows a much higher agreement with quantum simulations for both polymorphs. However, while in the B form the results are essentially independent from the choice of the dispersion functional and its dampening scheme ( Figure S2b ), in the A form the WYSK/WY/RZR combination is the best performing one. Actually, its corresponding root-mean-square-deviation (RMSD) with respect to the reference M06 curve was as low as 0.52 kcal·mol -1 (form A) and 0.93 kcal·mol -1 (form B). Thus, in the main text we focus the discussion just on this latter one.
Comparison of ECDA outcomes with those from other methods are discussed in the main text (Sections 3.7 and 3.8). Table S1 . Crystallographic 
S2. Multi-T analysis
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S3. Crystal packing
Various CH⋅⋅⋅O and CH⋅⋅⋅N contacts (dH···O,N ≤ 3.0 Å, 120 deg ≤ αCHO,N ≤ 180 deg) are formed in A and B, even though they do not imply any obvious mono-or bi-dimensional HB network. A single CH⋅⋅⋅π contact is also present in both crystal forms, involving the H1C atom of the C1 methoxy group (Figure 1 , main text) and the phenyl ring belonging to inversion-related molecules (Tables S7-S10 SI) . It is questionable, however, whether these weak CH⋅⋅⋅acceptor contacts can provide truly structure-determining contributions. 18, 19 For sure, most of them have poorly favorable geometries. Of the 8 and 12 intermolecular HB contacts set up in forms A and B at 100 K, 5 (A) and 9 (B) of them are significantly bent, with CH-acceptor angles in the 120-150 deg range and HB distances, in most cases, well higher than 2.5 Å. As expected (see Section 3.3 in the main text), the latter are longer in B, and this effect is even more appreciable at room temperature (Tables S8 and S10 SI) . However, it is worth noting that some contacts are qualitatively conserved. With the exceptions of C3−H3⋅⋅⋅O3 and C4−H4⋅⋅⋅O2, all the HB contacts in A are also present in B among the same donor and acceptor atoms, even though the symmetry operations relating the symmetry-dependent molecules, and the corresponding bond geometries, might be different (Tables  S7-S10 SI) . Table S7 . Symmetry-independent CH⋅⋅⋅A (A= O, N) HB contacts in DTC form A at T = 100 K, with HB distances and angles among the following limits: 2.0 Å < dH⋅⋅⋅A < 3.0 Å; 120 deg < αCH⋅⋅⋅A < 180 deg. The rigid-body corrected molecular geometry, with C-H distances normalized to neutron diffraction estimates (see the main text), was used to derive contact parameters (Å, deg). The reference molecule (x,y,z) corresponds to the asymmetric unit. When meaningful, estimated standard deviations (e.s.d.'s) are reported in parentheses. Different colours of the rows highlight different symmetry classes, i.e. white: x, y, z; blue: -x, -y, -z; green: ½-x, ½+y, ½-z; grey: ½+x, ½-y, ½+z. (2) 139.4 1+x, y, z C14−H14A⋅⋅⋅O3 1.077 2.827 3.614 (2) 129.9 1/2+x, 3/2-y, -1/2+z C14−H14B⋅⋅⋅N3 1.077 2.891 3.746 (2) 136. (2) 140.3 -1+x, y, z C12−H12A⋅⋅⋅O1 1.077 2.784 3.845 (2) 168.6 -1/2+x, 3/2-y, 1/2+z C12−H12B⋅⋅⋅O3 1.077 2.709 3.642 (2) 144.8 -1+x, y, z C12−H12C⋅⋅⋅O2 1.077 2.722 3.577 (2) 136.1 -1/2+x, 3/2-y, -1/2+z C13−H13A⋅⋅⋅O2 1.092 2.560 3.373 (2) 130.6 -1+x, y, z C13−H13A⋅⋅⋅O3 1.092 2.994 4.054 (2) 163.7 -1+x, y, z C14−H14A⋅⋅⋅N3 1.077 2.999 3.772 (2) 129.0 1-x, 2-y, 1-z C14−H14B⋅⋅⋅O3 1.077 2.728 3.527 (2) 130.7 -1/2+x, 3/2-y, 1/2+z C14−H14C⋅⋅⋅N3 a 1.077 2. Table S11 . Lattice parameters a of the real (A/A and B/B) and virtual (A/B and B/A) DTC polymorphs, generated upon the full optimization at the M06/86-311G**(sulphur)+6-31G*(other atoms) theory level at T = 0 K. All the optimizations were carried out under the same P21/n symmetry constraints of the real DTC lattices. The corresponding cohesive energies and densities are shown in Table 1 
Contact

S4. Molecule-molecule interaction energies
While discussing results on the energy decomposition, it should be taken into account that any partition of energy eigenvalues -the true observables -into terms trying to describe specific physical effects, always comes with many ifs and buts. 20, 21 This is even truer when NCI energy terms are estimated by means of semiempirical methods. As often occurs in polymorphic structures, 22 ,23 the energy difference between the two crystal forms of the title compound is low (see Section 3.6 in the main text), while the individual electrostatic, dispersive and repulsive contributions are always up to an order of magnitude higher (see Section 3.8 in the main text). Thus, reproducing even the correct energy ranking of the two DTC forms using semiempirical functionals is rather tricky. With this caveat in mind, we first checked the ability of different computational methods to reproduce all-electron M06/pob-TZVP pairwise molecule-molecule interaction energies, Eint (Section 2.6 in the main text), as a function of their centre-of-mass distance in both A and B forms at T = 100 K ( Figure S6 ). From figure S6 , it is clear that the A form bears a couple of particularly stable molecular pairs (Eint = -7.1 and -9.7 kcal·mol -1 ) at short centre of mass distances (dCM = 6.59 and 8.21 Å, black curves in Figure S6 ). The most attractive pairs in B are instead shifted at less negative Eint's (-5.7 and -5.2 kcal·mol -1 ) and larger centre-of-mass separations (dCM = 8.28 and 9.15 Å). This complies well with the predicted higher stability of polymorph A (Section 3.6 in the main text). In general, all the methods show a good qualitative agreement to the general trends of M06/pob-TZVP interaction energies ( Figure S6 ). The only exception is the fully empirical and computationally inexpensive AA-CLP recipe (yellow curve), which fails to correctly predict relative energies at low centre of mass separations, especially in the polymorph B. As expected, CE-B3LYP and PIXEL outcomes are quite similar, as they share various aspects of their parametrization. In most cases, they reproduce the correct ranking of molecular pairs, even though they both tend to produce slightly more negative interaction energies. The ECDA curve (Sections 2.7 and S1 SI) is much closer to the M06 reference, the corresponding root mean square deviations (RMSD) being 0.54 kcal·mol (form B). It is out of the scope of the present work to assess critically pros and cons of the various energy decomposition schemes here explored; a complete study would require considering other classes of molecular crystals, due to the very peculiar nature Errore. Il segnalibro non è definito. of DTC. Rather, we are interested in finding general conclusions, independent from the specific computational recipe used to compute individual energy terms. To this end, Figure S7 compares the individual electrostatic (Eel) and dispersive-repulsive (Edr = Edis + Erep) contributions to Eint, as a function of both the centreof-mass distance and the computational method for the three methods in close agreement with M06 energies. The first take-home message from Figure S7 is that the electrostatic terms at short dCM are up to two or three times more negative than the dispersive-repulsive ones. Accordingly, trends of total interaction energy, Eint, closely follow the behaviour of Eel in both polymorphs (compare the curves in Figure S6 with those in Figure S7a,b) . In other words, electrostatics is dominating in determining interaction energetics of neighbouring pairs in these crystals. Second, there is a remarkable conformity of views among CE-B3LYP, PIXEL and ECDA procedures in estimating Eel. On the contrary, the dispersive-repulsive contributions are more prone to depend on the specific computational approach and are predicted to be significantly less negative in the framework of the ECDA model ( Figure S7c,d) . The very good agreement with M06/pob-TZVP estimates for Eint ( Figure S6 , black and blue curves) is due to the fact that ECDA electrostatic terms are computed on the basis of the same M06/pob-TZVP wavefunctions. Some kind of error compensation operating on the dispersive-repulsive part of the functional cannot be also excluded. In any case, the ECDA results shown in Figures S7-S8 can be considered as a reasonably good approximation of our quantum predictions for interaction energetics in DTC. 
